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(54) Spindle-shaped goethite pa rticles and process for producing the same 

(57) Spindle-shaped goethite particles which uni- 
formly contain: 

(i) from 1 to 20 atm % of cobalt, calculated as Co, 
based on the total amount of Fe; 

(ii) from 1 to 15 atm % of aluminum, calculated as 
Al, based on the total amount of Fe; and which 
have: 

(iii) an X-ray crystallite size ratio (D 0 2o :D no) of from 
1.0:1 to less than 2.0:1; 

frv) an average major axial diameter of from 0.05 to 
0.20 pun; 

(v) an average minor axial diameter of from 0.0 1 0 to 
0.020 luti; and 

(vi) an average aspect ratio (average major axial 
diametenaverage minor axial diameter) of from 4:1 
to 10:1. 
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Description 

[00011 The present invention relates to spindle-shaped goethite particles and a process for producing the spindle- 
shaped goethite particles, and more particularly, to spindle-shaped goethite particles suitable as a starting material of 
s spindle-shaped magnetic iron-based alloy particles which have a large saturation magnetization, an excellent oxidation 
stability, a high coercive force and a good dispersibility in binder resin, and which are excellent in sheet spareness 
(Br/Bm) due to the good dispersibilrty in binder resin, and a process for producing such spindle-shaped goethite parti- 

[0002] in recent years, with miniaturizationi lightening, recording-time prolongation, high density recording and high 
10 storage capacity of recording and reproducing apparatuses for audio, video or computers, magnetic recording media 
such as magnetic tapes and magnetic discs have been increasingly required to have a high performance and a high 
recording density. 

[0003] Magnetic recording media have been required to show a high image quality, high output characteristics, ana 
especially improved frequency characteristics. For this reason, it has been demanded to enhance a residual magnetic 
is flux density (Br) and a coercive force of the magnetic recording media. 

[0004] Consequently, magnetic iron-based alloy particles have attracted attention because such particles can show 
a higher coercive force and a larger saturation magnetization as compared to those of conventional magnetic iron oxide 
partides, and have been applied to magnetic recording media such as digital audio tapes (DAT), 8-mm video tapes, Hi- 
8 tapes, video floppies or W-VHS tapes for Hi-vision. However, it has been strongly demanded to further improve prop- 
so erties of these magnetic iron-based alloy particles. 

[0005] As to the relationship between various characteristics of the magnetic recording media and properties of the 
magnetic particles used therefor, in order to achieve high density recording, it is generally required that the magnetic 
particles are fine particles and have a good particle size distribution. 

[0006] In order to obtain a high image quality, the magnetic recording media for video are required to have a high coer- 

25 cive force (He) and a large residual magnetic flux density (Br). In order to impart such a high coercive force (He) and 
large residual magnetic flux density (Br) to the magnetic recording media, the magnetic particles used therefor are also 
required to have a coercive force (He) as high as possible and a large saturation magnetization. 
[0007] For example, in Japanese Patent Application Laid-Open (KOKAI) Na 63-26821 (1988). it is described that w Fig. 
1 shows a relationship between a coercive force distribution (switching field distribution) when incorporated into a mag- 

30 netic coating film (hereinafter sometimes referred to merely as "SFD") measured on the magnetic disc and the repro- 
duction output thereof. • • • • As is apparent from Fig. 1 , the characteristic curve representing the relationship between 
the SFD and the reproduction output becomes linear. Therefore, it is recognized that the reproduction output of the 
magnetic disc can be increased by using ferromagnetic particles having a small SFD. Namely, in order to obtain a high 
reproduction output, it is preferred that the SFD is small, and for example, when it is intended to obtain a more repro- 

35 duction output than ordinary one, the SFD is required to be not more than 0.6." Thus, in order to enhance the reproduc- 
tion output of magnetic recording media, it is necessary that the SFD (Switching Field Distribution) thereof is small, i.e. 
the sheet coercive force distribution of the magnetic recording media is narrow. Further, for this purpose, it is required 
that the magnetic particles used therefor has a good particle size distribution and contain no dendritic particles therein. 
[0008] As to the magnetic iron-based alloy particles, the finer the particle size thereof becomes, the larger the surface 

40 activity thereof becomes, so that the magnetic properties is considerably deteriorated even in air, because such fine 
partides readily undergo the oxidation reaction by oxygen present in air. As a result, it is not possible to produce mag- 
netic iron-based alloy particles which can show the aimed high coercive force and large saturation magnetization. 
[0009] In consequence, it has been required to provide magnetic iron-based alloy particles which are excellent in oxi- 
dation stability. 

45 (001 0] As described above, at present, it has been strongly demanded to provide magnetic iron-based alloy particles 
containing iron as a main particles which are fine particles, contain no dendritic particles, and have a good particle size 
distribution, a high coercive force, a large saturation magnetization and an excellent oxidation stability. 
[0011] On the other hand, in the production of magnetic recording media, when the magnetic iron-based alloy parti- 
cles becomes finer or have a larger saturation magnetization, there tends to be caused such a problem that the parti- 
so cles show a poor dispersibility due to the increase in attraction force between particles or magnetic cohesion force when 
kneaded and dispersed in a binder resin in an organic solvent. As a result, the magnetic recording media produced 
therefrom tend to be deteriorated in magnetic characteristics, especially squareness (Br/Bm). Consequently, it have 
been required that the magnetic iron-based alloy particles are further improved in dispersibility in binder resin. 
[001 2] In general, the magnetic iron-based alloy particles can be produced by using as starting particles, goethite par- 
5 J/ tides, hematite particles obtained by heat-de hydrating the goethite partides. or particles obtained by incorporating dif- 
1/ faroni kind nf meta ls other than iron into these particles; heat-treating the starting partide s in a non-reducing^ 
I SSriSSF iere. it necessary: and heat-reducing t he thus-treated starting partides in a redudnq gas atmosphere^ 
M001 3] It is known that the magnetic iron-based alloy particles which are produced by such a method, have a similar 
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shape to that of goethite particles as the starting particles. Therefore, in order to obtain magnetic iron-based alloy par- 
ticles which can satisfy the above various properties, it is necessary to use goethite particles which are fine particles, 
have a good particle size distribution and an appropriate particle shape, and contain no dendritic particles. Further, it is 
required that an appropriate particle shape, a good particle size distribution or the like of the starting goethite particles 
can be retained even after being subjected to the subsequent heat treatments. 

[0014] Conventionally, there are known various methods of producing goethite particles as a starting material of the 
magnetic iron-based alloy particles. Especially, as methods of preliminarily adding compounds of metals such as cobalt 
which can enhance magnetic properties of finally obtained magnetic iron-based alloy particles, or aluminum which can 
inpart a good shape-retention property and an anti -sintering property to the finally obtained magnetic iron-based alloy 
particles, during the production of goethite particles, there are known, for example, (i) a method of producing spindle- 
shaped goethite particles by passing an oxygen-containing gas through a suspension containing FeC0 3 obtained by 
reacting an aqueous ferrous salt solution to which an acid salt compound of aluminum is added, with an aqueous alkali 
carbonate solution to which a basic salt compound of aluminum is added, so as to conduct the oxidation reaction (Jap- 
anese Patent Application Laid-Open (KOKAI) No. 6-228614(1994)); (ii) a method of producing spindle-shaped goethite 
particles wherein a cobalt corrpound is caused to exist in raw materials in advance, and a compound containing spe- 
cific elements is added in a total amount of 0. 1 to 5.0 mol% (calculated as respective elements), to the solution in which 
the oxidation reaction proceeds up to 50 to 90 % (Japanese Patent Application Laid-Open (KOKAI) No. 7- 
126704(1 995)); (iii) a method of preliminarily adcfing Si. a rare earth element or the fike during the production of goethite 
particles and then adding a cobalt compound, and further adding an aluminum compound in the course of the oxidation 
reaction (Japanese Patent Application Laid-Open (KOKAI) Nos. 8-165501(1996) and 8-165117(1996)); and (iv) a 
method of producing spindle-shaped goethite particles by two-stage production reaction which comprises producing 
spindle-shaped goethite seed crystal particles and then growing a goethite layer on the surface of each goethite seed 
crystal particle, wherein a cobalt compound is caused to exist in the seed crystal particles, and an aluminum compound 
is added upon the growth reaction (Japanese Patent Application Laid-Open (KOKAI) No. 9-295814(1997)). 
[0015] Meanwhile, in the above-mentioned Japanese KOKAIs, there have also been described magnetic iron-based 
alloy particles which are produced from goethite particles as a starting material. 

[001 6] As a starting material of magnetic spindle-shaped metal particles which can show a high coercive force, a large 
saturation magnetization and an excellent oxidation stability, and which are excellent in sheet squareness (Br/Bm) due 
to a good dispersibility in binder resin, there has been demanded such spindle-shaped goethite particles which are 
composed of fine particles and show a good particle size distribution. 

[0017] However, in the case where the goethite particles described in the above-mentioned Japanese KOKAIs are 
used as the starting material, there cannot be obtained magnetic iron-based alloy particles capable of satisfying these 
requirements. 

[0018] That is. in the production process described in Japanese Patent Application Laid-Open (KOKAI) No. 6- 
228614(1994), goethite particles which are free from inclusion of dendritic particles and have a uniform particle size, 
are produced by appropriately controlling the addition of aluminum. However, since the surface of the goethite particle 
is coated with a cobalt compound, it is difficult to obtain a large saturation magnetization and a high coercive force. 
[001 9] In the production process described in Japanese Patent Application Laid-Open (KOKAI) No. 7-1 26704(1 995). 
the cobalt compound is added to the raw material, and further the aluminum compound is added in the course of the 
oxidation reaction. However, it is difficult to obtain magnetic iron-based alloy particles which show a high coercive force, 
a large saturation magnetization and an excellent oxidation stability. 

[0020] In the production processes described in Japanese Patent Application Laid-Open (KOKAI) Nos. 8- 
165501(1996) and 8-1651 17(1996), since the aluminum compound is added in the course of the oxidation reaction, the 
obtained goethite particles are ultraf ine particles. 

[0021 ] In the production process described in Japanese Patent Application Laid-Open (KOKAI) No. 9-29581 4(1 997). 
since the goethite particles are produced by two-stage reaction, cobalt and aluminum are separately contained in th 
seed crystal portion and the surface layer portion of the obtained goethite particles, respectively. 
[0022] Further, the magnetic iron-based alloy particles which are produced by using as a starting material, the 
goethite particles obtained by the processes described in the above Japanese KOKAIs, cannot be said to be fine par- 
ticles which show a good particle size distribution, contain no dendritic particles, have a high coercive force, a large sat- 
uration magnetization and an excellent oxidation stability, and are excellent in sheet squareness (Br/Bm) due to a good 
dispersibility in a binder resin. 

[0023] In consequence, it has been demanded to provide spindle-shaped goethite particles which are fine particles 
and free from inclusion of dendritic particles, and have a good particle size distribution and an appropriate particle 
shape, and which can be suitably used as a starting material of spindle-shaped magnetic iron-based alloy particles 
which can show a high coercive force, a large saturation magnetization and an excellent oxidation stability, and are 
excellent in sheet squareness (Br/Bm) due to a good dispersibility in a binder resin. 

[0024] As a result of the present inventors' earnest studies for solving the above problems, it has been found that by 
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using as a starting material, spindle-shaped goethite particles produced by such a process comprising the steps of 
obtaining a water suspension containing a ferrous iron-containing precipitate produced by reacting a mixed aqueous 
alkaG solution corrprising an aqueous alkali carbonate solution and an aqueous alkali hydroxide solution, with an aque- 
ous ferrous salt solution; aging the water suspension containing the ferrous iron-containing precipitate for 30 to 300 
minutes in a non-oxidative atmosphere; and passing an oxygen-containing gas through the aged water suspension so 
as to conduct the oxidation reaction, 

wherein an aluminum compound is added in an amount of 1 to 15 atm % (calculated as Al) based on whole Fe in 
the water suspension, either to the aqueous ferrous salt solution in case of using as an aluminum compound a nor- 
mal salt of aluminum, or to the mixed aqueous alkali solution in case of using an aluminum compound an alumi- 
nate; and 

immediately after the passage of the aging period, cobalt is added in an amount of 1 to 20 atm % (calculated as 
Co) based on whole Fe in the water suspension, to the water suspension containing the ferrous iron-containing pre- 
cipitate. 

there can be obtained spindle-shaped magnetic iron-based alloy particles which can show a high coercive force, a 
large saturation magnetization and an excellent oxidation stability, and are excellent in sheet squareness (Br/Bm) 
due to a good dispersibiiity in a binder resin. The present invention has been attained on the basis of the finding. 

[0025] It is an object of the present invention to provide spindle-shaped goethite particles suitable as a starting mate- 
rial of spindle-shaped magnetic iron-based alloy particles which can show a high coercive force, a large saturation mag- 
netization and an excellent oxidation stability, and are excellent in sheet squareness (Br/Bm) due to a good dispersibiiity 
in a binder resin. 

[0026] To accomplish the aims, in a first aspect of the present invention, there are provided spindle-shaped goethite 
particles uniformly containing cobalt of 1 to 20 atm % (calculated as Co) based on whole Fe and aluminum of 1 to 15 
atm % (calculated as AO based on whole Fe. and having an X-ray crystallite size ratio (0020^110) o* not ,ess than 1 0 
and less than 2.0. an average major axial diameter of 0.05 to 0.20 pm. an average minor axial diameter of 0.010 to 
0.020 jim and an average aspect ratio (average major axial cDameter:average minor axial diameter) of 4:1 to 10:1 . 
[0027] In a second aspect of the present invention, there is provided a process for producing spindle-shaped goethite 
particles, comprising: 

aging a water suspension containing a ferrous iron-containing precipitate obtained by reacting a mixed aqueous 
alkali solution comprising an aqueous alkali carbonate solution and an aqueous alkali hydroxide solution, with an 
aqueous ferrous salt solution, for 30 to 300 minutes in a non-oxidative atmosphere; and 

passing an oxygen-containing gas through the aged water suspension so as to conduct the oxidation reaction, 
thereby obtaining spindle-shaped goethite particles. 

an aluminum compound being added in an amount of 1 to 15 atm %, calculated as Al. based on whole Fe in the 
water suspension, either to the aqueous ferrous salt solution when a normal salt of aluminum is used as the alumi- 
num compound, or to the mixed aqueous alkali solution when an aluminate is used as the aluminum compound; 
and immediately after the passage of the aging period, a cobalt compound being added in an amount of 1 to 20 
atm %, calculated as Co, based on whole Fe in the water suspension, to the water suspension containing the fer- 
rous iron-containing precipitate. 

In the accompanying drawings: 

Fig. 1 is a transmission electron micrograph (x 50,000) showing a particle shape of spindle-shaped goethite parti- 
cles obtained in Example 1 according to the present invention. 

Fig. 2 is a transmission electron micrograph (x 50,000) showing a particle shape of spindle-shaped magnetic iron- 
based alloy particles which were obtained in Reference Example 1 according to the present invention. 
Fig. 3 is a transmission electron micrograph (x 50.000) showing a particle shape of spindle-shaped goethite parti- 
cles obtained in Example 3 according to the present invention. 

Fig. 4 is a transmission electron micrograph (x 50.000) showing a particle shape of spindle-shaped goethite parti- 
cles obtained in Comparative Example 3. 

Fig. 5 is a transmission electron micrograph (x 50.000) showing a particle shape of spindle-shaped goethite parti- 
cles obtained in Comparative Example 4. 

Fig. 6 is a transmission electron micrograph (x 50.000) showing a particle shape of spindle-shaped goethite parti- 
cles obtained in Comparative Example 6. # t 
Fig. 7 is a transmission electron micrograph (x 50.000) showing a particle shape of spindle-shaped magnetic iron- 
based alloy particles which were obtained in Reference Example 3 according to the present invention. 



4 



. <EP 094O369A2_l_> 



EP 0 940 369 A2 



Fig. 8 is a transmission electron micrograph (x 50,000) showing a partide shape of spindle-shaped magnetic iron- 
based alloy particles which were obtained in Reference Example 4. 

[0028] The present invention is described in detail below. 

[0029] First, the spindle-shaped goethite particles according to the present invention are explained. 
[0030] The shape of the spindle-shaped goethite particles according to the present invention is spindle-like. 
[0031 ] The ftpindlq-shaoed ooe thite particles according to the present invention, have an average major axial diam - 
eter of usually 0.05 to 0.20 urn , preferably 0.05 to 0. 1 8 urn, a particle size distribution (standard deviation/average major 
axial diameter) of usually not more than 0.21 , preferably not more than 0.20. more preferably 0.01 to 0.20, art average 
minor axial diameter of usually 0.01 to 0.020 urn. preferably 0.010 to 0.018 u/n, and an aspect ratio (average major axial 
diameter:average minor axial diameter) of usually 4:1 to 10:1, preferably 5:1 to 9:1. . 

[0032] The BET specific surface area of the spindle-shaped goethite pa rticles according to the present invention, is 
usually 80 to 200 nr^/g, preferably 90 to 190 nr^/g. 

[0033] The spindle-shaped goethite particles according to the present invention, uniformly contain aluminum in an 
amount of usually 1 to 15 atm %, preferably 3 to 15 atm % (calculated as Al) based on whole Fe. The aluminum exists 
in the form of a uniform solid solution in the goethite particles. 

[0034] The spindle-shaped goethite particles according to the present invention, uniformly contain cobalt in an 
amount of usually 1 to 20 atm %. preferably 1 to 1 8 atm %, more preferably 3 to 1 8 atm % (calculated as Co) based on 
whole Fe. The cobalt exists in the form of a uniform solid solution in the goethite particles. 

[0035] The total content of cobalt and aluminum in the spindle-shaped goethite particles, is usually 2 to 23 atm %, 
preferably 6 to 21 atm % (calculated as a sum of Co and Al) based on whole Fe. When the total content of cobalt and 
aluminum is more than 23 atm %, fine impurities tend to be caused. 
[0036] It is preferred that the cobalt content is not less than the aluminum content. 

[0337] The X-ray crystallite size ratio (D 02 o:Diio) of the spindle-shaped goethite particles according to the present 
invention, is usually not less than 1 .0:1 and less than 2.0:1 . preferably 1 .0:1 to 1 .9:1 , more preferably 1 .2:1 to 1 .8:1 . 
[0038] When the X-ray crystallite size ratio is less than 1 .0:1 . the magnetic iron-based alloy particles which are pro- 
duced by heat-dehydrating the goethite particles, may not show a high coercive force. Next, the process for producing 
the spindle-shaped goethite particles according to the present invention is described. 

[0039] In the process according to the present invention, the aging of the water suspension is preferably conducted 
at a temperature of usually 40 to 80°C in a non-oxidative atmosphere. When the temperature is less than 40°C, the 
obtained goethite particles may have a small aspect ratio, so that the aging effect may not be sufficiently exhibited. On 
the other hand, when the temperature is more than 80°C. magnetite tends to be contained in the obtained goethite par- 
ticles The aging time is 30 to 300 minutes. When the aging time is less than 30 minutes, it may become to insufficiently 
increase the aspect ratio of the goethite particles. The aging time can be more than 300 minutes, but such an unnec- 
essarily long aging time is meaningless. 

[0040] The non-oxidative atmosphere used in the present invention can be obtained by passing an inert gas such as 
a nitrogen gas. or a reducing gas such as a hydrogen gas, through a reactor into which the water suspension is accom- 
modated. 

[0041] in the present invention, as the aqueous ferrous salt solution, there may be used an aqueous ferrous sulfate 
solution, an aqueous ferrous chloride solution or the like. 

[0042] The mixed aqueous alkali solution used in the present invention, can be obtained by mixing an aqueous alkali 
carbonate solution with an aqueous alkali hydroxide solution. As to the mixing ratio (expressed by % calculated as nor- 
mality), the amount of the aqueous alkali hydroxide solution mixed is usually 10 to 40 % (% calculated as normality), 
preferably 15 to 35 % (% calculated as normality). When the amount of the aqueous alkali hydroxide solution mixed is 
less than 10 %, the aspect ratio of the obtained goethite particles may not be unsatisfactorily increased. On the other 
hand, when the amount of the aqueous alkali hydroxide solution mixed is more than 40 %, granular magnetite tends to 
be contained in the obtained goethite particles. 

[0043] As the aqueous alkali carbonate solutions, there may be used an aqueous sodium carbonate solution, an 
aqueous potassium carbonate solution, an aqueous ammonium carbonate solution, or the like. As the aqueous alkali 
hydroxide solutions, there may be used an aqueous sodium hydroxide solution, an aqueous potassium hydroxide solu- 
tion, or the like. 

[0044] The equivalent ratio of the mixed aqueous alkali solution to whole Fe in the aqueous ferrous salt solution is 
usually 1 .3:1 to 3.5:1 . preferably 1 .5:1 to 2.5:1 . When the equivalent ratio of the mixed aqueous alkali solution to whole 
Fe is less than 1.3:1, magnetite particles tend to be contained in the obtained goethite particles. On the other hand, 
when the equivalent ratio is more than 3.5:1. such a large amount of the mixed aqueous alkali solution may be disad- 
vantageous from the industrial viewpoint 

[0045] The ferrous iron concentration after mixing the aqueous ferrous salt solution with the mixed aqueous alkali 
solution, is usually 0.1 to 1 .0 mol/liter. preferably 0.2 to 0.8 mol/liter. When the ferrous iron concentration is less than 0.1 
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mol/liter, the yield of goethite particles may become low. which is disadvantageous from the industrial viewpoint On the 
other hand, when the ferrous iron concentration is more than 1 .0 mol/liter, the particle size distribution of the obtained 
goethite particles may become cfisadvantageously large. 

[0046] The pH value in the production reaction of the spindle-shaped goethite particles, is usually 8.0 to 1 1 .5. prefer- 
ably 8.5 to 1 1 .0. When the pH value is less than 8.0. a large amount of acid radicals tend to be contained in the obtained 
goethite particles. Since such acid radicals cannot be simply removed by washing, the sintering between particles may 
be caused when magnetic iron-based alloy particles are produced from these goethite particles. On the other hand, 
when the pH value is more than 1 1 .5, there may not be obtained magnetic iron-based alloy particles having the aimed 
high coercive force. 

[0047] The oxidation reaction of the present invention may be conducted by passing an oxygen-containing gas (e.g. , 
air) through the solution. 

[0048] The linear velocity of the oxygen-containing gas passed is usually 0.5 to 3.5 cnrVsec. preferably 1.0 to 3.0 
cm/sec. 

[0049] Incidentally, the linear velocity means an amount of the oxygen-containing gas passed per a unit sectional area 
(a bottom sectional area of a column reactor, and the diameter and number of pores of a nest plate are not taken into 
consideration), and is expressed by a unit of cm/sec. 

[0050] The production reaction of the spindle-shaped goethite particles according to the present invention, may be 
conducted at a temperature of usually not more than 80°C at which goethite particles are produced. When the temper- 
ature is more than 80°C. magnetite particles tend to be contained in the obtained spindle-shaped goethite particles. The 
temperature is preferably 45 to 55°C. 

[0051] In the present invention, as the aluminum compounds, there may be used normal salts of aluminum such as 
aluminum sulfate, aluminum chloride or aluminum nitrate; or aluminates such as sodium aluminate, potassium alumi- 
nate or ammonium aluminate, or the like. 

[0052] Among these aluminum compounds, the normal salts of aluminum may be added to the aqueous ferrous salt 
solution, while the aluminates may be added to the mixed aqueous alkali solution. 

[0053] Conversely, in the case where the normal salts of aluminum are added to the mixed aqueous alkali solution or 
the aluminates are added to the aqueous ferrous salt solution, water-insoluble precipitates of aluminum are disadvan- 
tageousty produced, so that it is not possible to obtain a goethite single phase. 

[0054] In the case where the aluminum compound is added before or during the aging treatment, fine impurities tend 
to be incorporated in the goethite particles. Further, in the case where the aluminum compound is added immediately 
after the passage of the aging period, the obtained goethite particles tend to become ultrafine particles. 
[0055] In addition, when the aluminum compound is added dividedly, continuously or intermittently, the effect of the 
present invention cannot be sufficiently exhibited. 

[0056] The amount of the aluminum compound added is 1 to 15 atm %, preferably 3 to 15 atm %. more preferably 6 
to 12 atm % (calculated as Al) based on whole Fe in the spindle-shaped goethite particles as a final product When the 
amount of the aluminum compound added is less than 1 atm %. the anti-sintering effect may not be obtained. On the 
other hand, when the amount of the aluminum compound added is more than 15 atm %. particles other than goethite 
particles may be produced, so that the magnetic properties of the obtained particles, especially saturation magnetiza- 
tion, may be deteriorated. 

[0057] In the present invention, as the cobalt compounds, there may be used cobalt sulfate, cobalt chloride, cobalt 
nitrate or the like. 

[0058] The cobalt compound may be added to the water suspension containing the ferrous iron-containing precipitate 
immediately after the passage of the aging period. Here, the term of "immediately after the passage of the aging period- 
means "immediately before the initiation of the oxidation reaction". 

[0059] In the case where the cobalt compound is added at the time other than "immediately after the passage of the 
aging period", for example, in the case where the cobalt compound is added to the aqueous ferrous salt solution, the 
obtained particles become coarse and is deteriorated in aspect ratio thereof. In the case where the cobalt compound is 
added to the nixed aqueous alkali solution, plate-like particles are disadvantageous^ incorporated in the obtained par- 
ticles. In the case where the cobalt compound is added before or during the aging treatment fine impurities are disad- 
vantageous^ incorporated in the obtained particles. Further, in the case where the cobalt compound is added during 
the oxidation reaction, granular particles are disadvantageous^ incorporated in the obtained particles. 
[0060] The amount of the cobalt compound added is 1 to 20 atm %, preferably 1 to 18 atm %. more preferably 1 to 
15 atm % (calculated as Co) based on whole Fe. When the amount of the cobalt compound added is less than 1 atm 
%, the effect of improving magnetic properties of the finally produced magnetic iron-based alloy particles may not be 
exhibited. 

[0061] The total amount of the cobalt and aluminum compounds added, is preferably 2 to 23 atm % (calculated as a 
sum of Co and Al) based on whole Fe. When the total amount of the cobalt and aluminum compounds added is more 
than 23 atm %, f ine impurities may tend to be incorporated in the obtained particles. 
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[0062] Next the process for producing the spindle-shaped magnetic iron-based alloy particles which are produced by 
using as a starting material, the spindle-shaped goethite particles according to the present invention, will be described. 
[0063] The spindle-shaped magnetic iron-based alloy particles may be produced either by treating the spindle-shaped 
goethite particles according to the present invention, with an anti-sintering agent, and then directly heat-reducing the 
5 thus-treated goethite particles, or by heat-treating the spindle-shaped goethite particles according to the present inven- 
tion, and then heat-reducing the thus obtained spindle-shaped hematite particles. 

[0064] Further, the spindle-shaped magnetic iron-based alloy particles may also be produced by continuously sub- 
jecting the spindle-shaped goethite particles treated with the anti-sintering agent to heat-treatment in a non-reducing 
atmosphere and then a heat-reduction in a reducing atmosphere. 
w [0065] As the anti-sintering agents with which the spindle-shaped goethite particles according to the present invention 
are treated, there may be preferably used rare earth compounds. 

[0066] As the suitable rare earth compounds, there may be exemplified one or more compounds each containing at 
least one rare earth element selected from the group consisting of scandium, yttrium, lanthanum, cerium, praseodym- 
ium, neodymium, samarium and the like. Examples of the rare earth compounds may include chlorides, sulfates, 
is nitrates, etc. of the above-mentioned rare earth elements. As the method of coating the goethite particles with the rare 
earth compounds, there may be used either a dry-coating method or a wet-coating method. Among them, the wet-coat- 
ing method is preferable. 

[0067] The amount of th e rare earth compound used is preferably 1 to 15atm%, m ore preferably 3 to 12 atm%(cal- 
culated as rare earth element) based on whole Fe in the spindle-shaped apethrte particles. When the amount of the rare 

20 earth compound used is less than 1 atm %, a sufficient anti-sintering effect may not be obtained, so that when magnetic 
iron-based alloy particles may be produced from such particles, a high coercive force may not be obtained, and as a 
result the sheet SFD thereof may be deteriorated. On the other hand, when the amount of the rare earth compound 
used is more than 1 5 atm %, the saturation magnetization of the obtained particles may become low. 
[0068] Incidentally, in order to enhance the anti-sintering effect or control the magnetic properties, there may be used 

25 one or more compounds containing at least one other element selected from the group consisting of Al. Si. B, Ca. Mg. 
Ba. Sr. Co. Ni, Cu and the like, if necessary. These compounds not only can exhibit the anti-sintering effect or control 
the magnetic properties, but also can control the reduction velocity according to the kind of element contained therein. 
Therefore, these compounds may be used in combination depending upon requirements. The amount of the com- 
pounds containing at least one other element selected from the group consisting of Al. Si. B. Ca, Mg. Ba, Sr. Co, Ni. Cu 
and the like is preferably 1 to 25 atm %, more preferably 1 to 20 atm % (calculated as other element) based on whole 
Fe in the spindle-shaped goethite particles. 

[0069] In such a case, the total amount of the rare earth compounds as the anti-sintering agent and the compounds 
containing at least one other element selected from the group consisting of Al. Si. B. Ca. Mg. Ba, Sr. Co. Ni, Cu and the 
like is preferably 1 to 40 atm % (calculated as the sum of respective elements) based on whole Fe in the spindle-shaped 
35 goethite particles. When the total amount is too small, a sufficient anti-sintering effect may not be obtained. On the other 
hand, when the total amount is too large, the saturation magnetization of the finally obtained magnetic iron-based alloy 
particles may be deteriorated. Accordingly, the amounts of the rare earth compounds and the compounds containing 
the other elements may be appropriately selected according to the combination thereof so as to obtain an optimum 

effect. /* — 

40 [0070] By preliminarily coating the spindle-shaped goethite particles with the ant i-sintering agent or the like, there can 
be obtained spindle-shaped hematite particles wttctuGa rr6e prevented from undergoing the sintering therewithin or 
therebetween, and can successively maintain a particle shape and aspect ratio of the spindle-shaped goethite parti - 
cl s. resulting in facilitating the production of independent magnetic iron-based alloy particles which can well maintain 
the particle shape and the like of the starting goethite particles. 

45 [0071 ] The spindle-shaped hematite particles can be produced bv heat-treating the sp indle-shaped goethite particles 
coated with the anti-sintering agent, at a temperature of 400 to 850°C in a non-reducing atmosphere. 
[0072] The thus-obtained hematite particles may be washed after the heat-treatment to remove impurity salts such 
as Na2S0 4 therefrom. In this case, the washing of the hematite particles is preferably conducted under such a condition 
that no anti-sintering agent applied on the partides is eluted out and only unnecessary impurity salts can be removed 

so therefrom. 

[0073] More specifically, in order to effectively remove cationic impurities, the pH value of the wash water is increased, 
while in order to effectively remove anionic impurities, the pH value of the wash water is decreased. 
[0074] The aimed spindle-shaped magnetic iron-based alloy p articles may be produced by directly reducing the spin- 
dle-shaped goethite particles coated with the anti-sintering agent according to the present invention. However, in order 
55 to attain well-controlled magnetic properties, particle properties and particle shape, it is preferred that the spindle- 
shape goethite particles coated with the anti-sintering agent are preliminarily heat-treated in the non-reducing atmos- 
phere by an ordinary method in advance of the heat-reducticn treatment 

[0075] The non-reducing atmosphere may be formed by a gas flow or a gas stream composed of at least one gas 
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selected from the group consisting of air, an oxygen gas, a nitrogen gas and the like. The heat-treatment temperature 
may be in the range of 400 to 850°C, and it is preferred that the heat-treatment temperature is appropriately selected 
depending upon kinds of compounds used for coating the spindle-shaped goethite particles. When the heat-treatment 
temperature is more than 850°C, deformation of particles or sintering within or between particles tends to be disadvan- 
5 tageously caused. 

[0076] The heat-reducing temperature is preferably 400 to 700°C. When the heat-reducing temperature is less than 
400°C, the reduction reaction proceeds too slowly, so that the process time may be disadvantageous^ prolonged. On 
the other hand, when the heat-reducing temperature is more than 700°C, the reduction reaction proceeds too rapidly, 
so that there tend to be caused disadvantages such as deformation of particles or sintering within or between particles. 

10 [0077] The spindle-shaped magnetic iron-based alloy particles which are obtained after the heat-reduction, may be 
taken out in air by known methods, e.g., by (i) a method of immersing in an organic solvent such as toluene; (n) a 
method of replacing the atmosphere for the spindle-shaped magnetic iron-based alloy particles which are produced 
after the heat-reduction, with an inert gas, and then gradually increasing an oxygen content in the atmosphere until the 
atmosphere is finally replaced with air; (Hi) a method of gradually conducting the oxidation using a mixed gas composed 

is of oxygen and steam; or the like. 

[0078] Next, the spindle-shaped magnetic iron-based alloy particles which are produced by using as a starting mate- 
rial, the spindle-shaped goethite particles according to the present invention, are described. 
[0079] The shape of the spindle-shaped magnetic iron-based alloy particles, is spindle-like. 

[0080] The spindle-shaped magnetic iron-based alloy particles, have an average major axial diameter of usuall y O.05 
20 to 0.18 urn, preferably 0.05 to 0.16 nm, a particle size distribution (standard deviation/average major axial diameter) of 
"usually not more than 0.20, prefera bly 0.01 to 0.19. an average minor axial diameter of u sually 0.010 to 0.020 tim, pref- 
erably 0.010 to 0.018 jim, and an aspect ra tio (average major axial diameteriaverage minor axial diameter) of usually 
4:1 to 9:1 , preferably 5:1 to 8.5:1 . ~" 

[0081] The BET specific surface area of the spindle-shaped magnetic iron-based alloy particles, is usually 35 to 65 
25 rmVg. preferably"^ to 60 m */g 

[0082] The spindle-shaped magnetic iron-based alloy particles, may contain aluminum in a n amount of usually JJg 
15atm %, preferably 3 to 1 5 atm %. more preferably 6 to 1 2 atm % (calculated as Al) based on whole Fe: cobalt in an 
amount of usually 1 to 20 aim %. preferably 1 to 18 atm %, more preferably 3 to 18 atm % (calculated as Co) based on 
whole Fe; and a rare earth el ement in an amount of usually Vtojl5atm% , preferably 3 to 1 2 atm % (calculated as rare 
30 earth element) based on whole Fe. ' * 1*^*3 l^l<>*\ 

{0083] The spindle-shaped magnetic iron-based alloy particles, further have a coercive ty ce of usually 1 .800 to 2.500 
Oe. preferably 1 ,900 to 2,500 Oe, and a saturation magnetization as of usually 1 1 0 to 1 60 emu/g, preferably 1 20 to 1 60 
emu/g. 

i [0084] The X- ray crystallite size Duo of the spindle-shaped magnetic iron-based alloy particles, is usually 12.0 to 1 8.0 
V35 nm. preferably 13.0 to 17.0 nm. j^p - hPvw^ 

/P [0085] The spindle-shaped magnetic iron-based alloy particles, further have a change (aos) in saturation magnetiza- y 

tion (as) with passage of time of uguallv not more than 10 %, preferably not more than 5 % (as absolute value) after A^y^JU^^ 
being subjected to an accelerated deterioration test for one week at a temperature of 60°C and a relative humidity of 90 Jl^ 

[0086] The spindle-shaped magnetic iron-based alloy particles, further have good sheet characteristics, more specif- 
ically a sheet squareness (Br/Bm) of usually not less than 0.85, preferably not less than 0.86; a sheet SFD (sheet coer- 
cive force distribution) of usually not more than 0.42, preferably not more than 0.40; and a change (ABm) in saturation 
magnetic flux density (Bm) with time of usually not more than 8 %. preferably not more than 5 % (as an absolute value). 
[0087] Hitherto, in order to improve a particle shape or the like of the goethite particles used as a starting material of 
45 the magnetic iron-based alloy particles, it has been attempted to add salts of various metals thereto. Among these met- 
als, cobalt can act to form a solid solution with Fe in the magnetic iron-based alloy particles produced and, therefore, 
can enhance the magnetizabilrty and the coercive force He thereof, thereby also contributing to enhancement of the oxi- 
dation stability. In addition, aluminum can impart an anti-sintering property to the magnetic iron-based alloy particles 
produced, and further can impart thereto an excellent shape-retention property and enhance a dispersibility in a binder 
so resin having sodium sulfonate functional groups which has been ordinarily used in the production of magnetic recording 
media containing magnetic iron-based alloy particles. 

[0088] Further, in the production reaction of goethite particles, in the case where cobalt is allowed to form a solid solu- 
tion by using alkali carbonate and alkali hydroxide in combination, there can be obtained fine goethite particles which 
have a small minor axial diameter and. therefore, show an appropriately large aspect ratio. Also, aluminum can exhibit 
55 the effect of controlling a crystal growth, so that considerably different aspect ratios are obtained by varying the timing 
of addition of aluminum or the amount of aluminum added. 

[0089] In order to obtain spindle-shaped goethite particles in which cobalt and aluminum form a uniform solid solution, 
without deterioration of aspect ratio thereof, the timing of addition of cobalt and aluminum may be controlled as follows. 



40 
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That is, by adding the aluminum compound to either the aqueous ferrous salt solution or the mixed aqueous alkali solu- 
tion as raw materials, and immediately after the passage of the aging period, adding the cobalt compound to the aged 
water suspension containing a ferrous iron-containing precipitate, there can be obtained spindle-shaped goethite parti- 
cles which can be prevented from being deteriorated in aspect ratio even when a large amount of aluminum is added, 
5 are composed of fine particles, exhibit an appropriate aspect ratio and an excellent particle size distribution, and contain 
an effectively large amount of cobalt and aluminum. 

[0090] The reason why the spindle-shaped goethite particles in which cobalt and aluminum form a uniform solid solu- 
tion, can be produced without deterioration of aspect ratio thereof, is considered as follows. That is. the initially added 
aluminum compound is considered to act for producing coarse goethite particles or accelerating crystal growth in the 

10 minor axial direction due to the increase in viscosity caused by adding the aluminum compound. However, it is consid- 
ered that by adding the cobalt compound immediately after the passage of the aging period, the increase in viscosity 
due to the addition of the aluminum compound can be effectively inhibited, so that the obtained goethite particles can 
have a reduced particle size, and the effect of preventing crystal growth in the minor axial direction can be obtained, 
thereby producing spindle-shaped goethite particles having an optimum aspect ratio and containing cobalt and aiumi- 

is num in the from of a uniform solid solution. 

[0091] In the case where the cobalt compound is added at the time other than immediately after the passage of the 
aging period, for example, in the case where the cobalt compound is added during the aging period, both cobalt and 
aluminum exist simultaneously during the aging treatment and fine impurities other than goethite particles are incorpo- 
rated as shown in Comparative Example 6 hereinafter, so that it is not possible to produce a goethite single phase. 

20 [0092] Meanwhile, since the spindle-shaped goethite particles according to the present invention, have a specific X- 
ray crystallite size ratio {D QZO :O U0 ) and contain cobalt and aluminum in the form of a uniform solid solution, the spindle- 
shaped magnetic iron-based alloy particles which are produced by heat-reducing such the goethite particles as a start- 
ing material, can show an excellent particle size distribution, are free from inclusion of dendritic particles, and can have 
appropriate particle shape and aspect ratio, a high coercive force, a large saturation magnetization and an excellent oxi- 

25 dation stability. Further, in the case where the spindle-shaped magnetic iron-based alloy particles and the binder resin 
having sodium sulfonate functional groups are used together to form a sheet such as a magnetic coating film, it is pos- 
sible to obtain a good sheet squareness (Br/Bm) and a good SFD (coercive force distribution). 
[0093] Thus, the spindle-shaped goethite particles according to the present invention, are fine particles, have a good 
particle size distribution, contain no dendritic particles, and exhibit an appropriate particle shape. Therefore, by heat- 

30 reducing such goethite particles as a starting material, there can be obtained spindle-shaped magnetic iron-based alloy 
particles which are fine particles, can show an excellent particle size distribution, contain no dendritic particles, and can 
exhibit an appropriate particle shape, a high coercive force, a large saturation magnetization, an excellent oxidation sta- 
bility and a good sheet squareness (Br/Bm) due to a good dispersibility in a binder resin. Accordingly, the spindle- 
shaped magnetic iron-based alloy particles which are produced from the spindle-shaped goethite particles according 

35 to the present invention, are suitable as magnetic particles for attaining high recording density, high sensitivity and high 
output. 

EXAMPLES 

40 [0094] The present invention will now be described in more detail with reference to the following examples, but the 
present invention is not restricted to those examples and various modifications are possible within the scope of the 
invention. 

(1) The average maior axial diameter and the aspect ratio of particles were respectively expressed by the average 
45 of values measured from electron micrographs. 

(2) The BET specific surface area of particles was expressed by the values measured by a BET method using 
"Monosorb MS-11 n (manufactured by Cantachrom Co., Ltd.). 

so (3) The size distribution of the particles is expressed by the ratio of a standard deviation to the average major axis 
diameter. 

The major axis diameters of 300 particles in an electron microphotograph (x 200.000 magnification) were 
measured. The actual major axial diameters and the number of the particles were obtained from the calculation on 
the basis of the measured values. 
55 The standard deviation (s) was obtained by the following equation. 
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»" ^ (Xl * i)2/n 



wherein x, x 2 , , x„ represent the determined major axis diameter of the each specimen, x represents an average major 
axis diameter determined of the each specimen. 

(4) The Y-^ yrrvstallitesize (Doao and D 110 of spindle-shaped goethite particles or D 110 of spindle-shaped mag- 
netic iron-based alloy particles) was expressed by the value of thickness of crystallite in the direction perpendicular 
to each of the crystal planes (020) and (1 10) of the spindle-shaped goethite particles or the crystal plane (1 10) of 
the spindle-shaped magnetic iron-based alloy particles which was measured by an X-ray diffraction method using 
-X-ray dittractometer (manufactured by Rigaku DenW Kbgyo Co., Ltd.) (measuring conditions: target: Fe; tube volt- 
age: 40 kV: and tube current: 40 mA), respectively. The value was calculated from the X-ray diffraction peak curve 
obtained with respect to the respective crystal planes by using the following Scherrer's formula: 

D^oorDoao-Kaypcose 

wherein S is a true half-width (unit: radian) of the diffraction peak which was corrected with respect to the width of 
machine used; K is a Scherrer constant (0.9); A. is a wavelength of X-ray (Fe Ka-ray 0.1935 nm); and 6 is a diffrac- 
tion angle (corresponding to a diffraction peak of the crystal plane (1 10) and (020)). 

( 5) The ^nctir nrnnerties of magnetic iron-based alloy particles, were measured using a vibration sample mag- 
netometer "VSM-3S-15* (manufactured by Toei Kbgyo Co.. Ltd.) by applying an external magnetic field of 10 kOe. 

(6 ) The ^tante nf Co. A | rara «.rth dements and othftf mfttfll filemeftiS in the spindle-shaped goethite particles 
or the spindle-shaped magnetic iron-based alloy particles, were measured by using an inductively coupled plasma 
atomic emission spectroscope "SPS4000" (manufactured by Seiko Denshi Kbgyo Co.. Ltd.). 

(7) The g h**t magnetic characteristics were measured by using a sheet test specimen prepared by the following 
m etho d 

The respective components as shown below were charged into a 100-cc plastic bottle, and then mixed and dis- 
persed together for 8 hours using a paint shaker (manufactured by Reddevil Co., Ltd.). thereby preparing a mag- 
netic coating material. The thus-prepared magnetic coating material was applied on a 25 nm-thick polyethylene 
telephthalate film using an applicator, and then dried in a magnetic field of 5 kGauss, thereby obtaining the sheet 
test specimen on which a magnetic coating layer having a thickness of 50 pm was formed. 

Composition of magne tic coating material 

[0095] 



3 mrrkt* steel balls 


800 parts by weight 


Spindle-shaped magnetic iron-based alloy particles 


100 parts by weight 


Polyurethane resin having sodium sulfonate groups 


20 parts by weight 


Cydohexanone 


83.3 parts by weight 


Methyl ethyl ketone 


83.3 parts by weight 


Toluene 


83.3 parts by weight 



[0096] The magnetic properties of the thus-prepared sheet test specimen were measured by the following method. 
[00971 The aos for evaluating an oxidation stability of the saturation magnetization as of particles, and the ABm tor 
evaluating an oxidation stability of the sheet saturation magnetic flux density Bm. were measured as follows. 
[0098] The test particles or the sheet test specimen were placed in a constant-temperature ov n maintained at sou 
and a relative humidity of 90 %. and allowed to stand therein tor.one week to conduct an accelerated deterioration test. 
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Thereafter, the test particles and the sheet test specimen were measured with respect to the saturation magnetization 
and the sheet saturation magnetic flux density, respectively. The differences Acs and ABm (as an absolute value), were 
respectively calculated from the values os and Bm measured before the accelerated test and the values as* and Bm' 
measured after the one-week accelerated deterioration test 

5 

Example 1 : 

[0099] 30 liters of a mixed agueous alkali solution containing sodium carbonate in amounts of 25 mol and sodium 
hydroxide in amounts of 18 mol (the concentration of sodium hydroxide being equivalent to 26.5 mol % (calculated as 

10 normality) based on mixed alkali) were charged into a bubble tower and the temperature thereof was adjusted to 47°C 
while passing a nitrogen gas through the bubble tower at a linear velocity of 2.21 cm/s. Then, 20 liters of an aqueous 
ferrous sulfate solution containing 20 mol of Fe 2+ (the concentration of the mixed aqueous alkali solution being equal to 
1 .7 equivalents (calculated as normality) based on the ferrous sulfate) to which an aqueous aluminum sulfate solution 
containing 2.0 mol of Al 3+ (equivalent to 10 atm % (calculated as Al) based on whole Fe) had been preliminarily added, 

is were charged into the bubble tower and the contents of the bubble tower were aged therein for 300 minutes. Thereafter, 
2 liters of an aqueous cobalt sulfate solution containing 2.0 mol of Co 2 * (equivalent to 10 atm % (calculated as Co) 
based on whole Fe) was added to the bubble tower. After air was passed through the bubble tower at a linear velocity 
of 1 .99 cm/sec to conduct the oxidation reaction, the resultant reaction mixture was washed with water using a filter 
press until the electric conductivity reached 60 pS, thereby obtaining a press cake. 

20 [0100] A part of the obtained press cake was dried and pulverized by an ordinary method, thereby obtaining goethite 
particles. As recognized from the transmission electron micrograph shown in Fig. 1, the obtained goethite particles 
were of a spindle shape, and had a BET specific surface area of 1 10.5 n^/g, an average major axial diameter of 0.128 
jim, a standard deviation a of 0.0248 jim, a particle size distribution (standard deviation/average major axial diameter) 
of 0.194, an average minor axial diameter of 0.0149 urn and an aspect ratio (average major axial diameter/average 

25 minor axial diameter) of 8.6:1 . Further, the obtained goethite particles contained no dendritic particles, and had D 02O of 
1 7.6 nm. 10 of 1 1 .4 nm and a ratio of Doao/Di 10 of 1 .54:1 . The obtained goethite particles were composed of 48.2 % 
by weight of Fe. 5.08 % by weight of cobalt and 2.32 % by weight of aluminum. Further, it was determined that the cobalt 
content was 10 atm % (calculated as Co) based on whole Fe, and the aluminum content was 10 atm % (calculated as 
Al) based on whole Fe. 

30 

Reference Example 1 : 

[0101] The press cake containing 1 ,000 g (8.68 mol as Fe) of the spindle-shaped goethite particles obtained in Exam- 
ple 1 was sufficiently dispersed in 40 liters of water. 2 liters of an aqueous yttrium nitrate solution containing 266 g of 

35 yttrium nitrate hexahydrate (equivalent to 8 atm % (calculated as Y) based on whole Fe in the goethite particles) and 4 
liters of an aqueous cobalt acetate solution containing 435 g of cobalt acetate tetrahydrate were added to the obtained 
dispersion, and then stirred. Further, after a 25.0 wt% aqueous sodium carbonate solution as a precipitating agent was 
added to adjust the pH of the dispersion to 9.5, the resultant dispersion was washed with water using a filter press. The 
obtained press cake was extrusion-molded using a compression molding machine equipped with a mold plate having 

40 an orifice diameter of 3 mm, fallowed by drying at 120°C, thereby obtaining goethite particles coated with the yttrium 
compound and the cobalt compound. The cobalt content in the obtained goethite particles was 25 atm % (calculated 
as Co) based on whole Fe; the aluminum content thereof was 1 0 atm % (calculated as Al) based on whole Fe; and the 
yttrium content thereof was 8 atm % (calculated as Y) based on whole Fe. Further, it was determined that yttrium 
existed only in an outer layer portion of each particle. 

45 [01 02] The spindle-shaped goethite particles coated with the yttrium compound and the cobalt compound were heat- 
dehydrated in air at 600°C, thereby producing spindle-shaped hematite particles having an outer layer composed of the 
yttrium compound and the cobalt compound. 

[0103] 100 g of the thus obtained spindle-shaped hematite particles having the outer layer composed of the yttnum 
compound and the cobalt compound were charged into a fixed bed reducing apparatus having an inner diameter of 72 

so mm. While a hydrogen (H2) gas was passed through the reducing apparatus at a flow rate of 35 liter/min, the spindle- 
shaped hematite particles were heat-reduced at 600°C. After the hydrogen gas was replaced with a nitrogen gas, the 
particles were cooled to 80°C. and then the oxygen partial pressure in the reducing apparatus was gradually increased 
by passing a water vapor therethrough until the oxygen content therein reached the same content as in air, thereby 
forming a stable oxide film on the surface of each particle. 

55 [0104] As recognized from the transmission electron micrograph shown in Fig. 2. the obtained spindle-shaped mag- 
netic iron-based alloy particles and further containing cobalt aluminum and yttrium, had an average major axial diam- 
eter of 0.102 *im, a standard deviation a of 0.0157 pm, a particle size distribution (standard deviation/average major 
axial diameter) of 0.154, an average minor axial diameter of 0.0128 *im, an aspect ratio (average major axial diame- 
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terraverage minor axial diameter) of 8.0:1. a BET specific surface area of 48.2 m 2 /g and an X-ray crystallite size D 110 
of 15 7 nm. In addition, the spindle-shaped magnetic iron-based alloy particles had a spindle shape and a uniform par- 
tide size, and contained much less amount of dendritic particles. Further, the cobalt content in the particles was 25 atm 
% (calculated as Co) based on whole Fe; the aluminum content was 10 atm % (calculated as AO based on whole Fe; 
and the yttrium content was 8 atm % (calculated as Y) based on whole Fe. As to the magnetic properties of the obtained 
magnetic iron-based alloy particles, the coercive force thereof was as high as 2,274 Oe; the saturation magnetization 
os was 141 .3 emu/g; the squareness (or/as) was 0.541 ; and the oxidation stability Acs of the saturation magnetization 
was 3 2 % (as an absolute value) (measured value: -3.2 %). Further, as to sheet magnetic characteristics, the sheet 
coercive force He was 2.326 Oe; the sheet squareness (Br/Bm) was 0.868; the sheet SFD was 0.354; and ABm was 
to 2.0 %. 

Examples 2 to 6 and Com parative Examples 1 to 11 ; 
< Production of spindle-shaped qoethite particles ) 

75 

[01 051 The same procedure as defined in Example 1 was conducted except that production conditions of the spindle- 
shapes goethite particles were varied as shown in Table 1 . thereby obtaining spindle-shaped goethite particles. Various 
properties of the obtained spindle-shaped goethite particles are shown in Table 2. 

[0106] In Fig. 3, there is shown an electron micrograph of a particle structure of the goethite particles obtained in 

so Example 3. . . . 

[0107] In Fig. 4, there is shown an electron micrograph of a particle structure of the goethite particles obtained in 

Comparative Example 3. 



25 



Qjmpfirativa Example 4: 

[01081 The same procedure as defined in Example 1 was conducted except that the cobalt compound to be added 
upon the production reaction of goethite particles was added to the aqueous ferrous salt solution, and the aluminum 
compound was added immediately after the passage of the aging period, thereby producing goethite particles. 
[01 09] It was determined that the obtained goethite particles were uitraf ine particles. 
30 [0110] In Fig. 5. there is shown an electron micrograph of a particle structure of the goethite particles obtained in 
Comparative Example 4. 

Comparative Example 5: 

35 [0111] The same procedure as defined in Example 1 was conducted except that both the cobalt compound to be 
added upon the production reaction of goethite particles and the aluminum compound were added immediately after 
the passage of the aging period, thereby producing goethite particles. 
[01 1 2] It was determined that the obtained goethite particles were ultrafine particles. 

40 comparative Example 6; 

[011 3] The same procedure as defined in Example 1 was conducted except that the cobalt compound to be added 
upon the production reaction of goethite particles was added during the 5-hour aging period, more specifically 3 hours 
after initiation of the aging treatment thereby producing goethite particles. 
as [01 14] It was determined that the obtained goethite particles contained fine impurities, and a goethite single phase 

was not obtained. . 
[0115] In Fig. 6, there is shown an electron micrograph of a particle structure of the goethite particles ootainea in 

Comparative Example 6. 

50 
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Production of 


spindle - 


shaped goethite 




Examples and 






particles 






Comparative 


Mixed aqueous alkali solution 


10 


Exaitioles 


Aqueous 


alkali 


Aqueous 


alkali 


• Al lea 1 i 






carbonate 


hydroxide 


J— CL w J. w • 






solution 


solution 


1/2 • 


ID 




XvXXXLl 


Amount 

used 
(mol) 


Kind 


Amount 
used 
(mol) 


alkali 
hydroxide 
/whole 


20 












alkali 
(%) 




Example 2 


Na2C03 


25 


NaOH 


18 


26.5 




•Example 3 


Na 2 C0 3 


25 


NaOH 


18 


26.5 


25 


Example 4 


Na 2 C03 


25 


NaOH 


18 


26.5 




Example 5 


Na 2 C03 


25 


NaOH 


18 


26.5 




Example 6 


Na 2 C03 


25 


NaOH 


18 


26.5 


30 


Comp . Ex . 1 


Na 2 C0 3 


25 


NaOH 


18 


26.5 




Comp . Ex . 2 


Na 2 C03 


25 


NaOH 


18 


26.5 




Comp . Ex . 3 


Na 2 C0 3 


25 


NaOH 


18 


26.5 


35 


Comp . Ex . 4 


Na 2 C03 


25 


NaOH 


18 


26.5 




Comp . Ex . 5 


Na 2 C03 


25 


NaOH 


18 


26.5 




Comp . Ex. 6 


Na 2 C0 3 


25 


NaOH 


18 


26. 5 


40 


Comp . Ex . 7 


Na 2 C03 


25 


NaOH 


18 


26.5 




Comp . Ex . 8 


Na 2 C0 3 


25 


NaOH 


18 


26.5 




Comp . Ex . 9 


Na 2 C03 


25 


NaOH 


18 


26.5 


45 


Comp. Ex. 10 


Na 2 C0 3 


25 


NaOH 


18 


26.5 




Comp . Ex. 11 


Na 2 C0 3 


25 


NaOH 


18 


26.5 



SO 
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Table 1 (continued) 



5 


Examples and 
Comparative 


Production 


of spindle-shaped goethite 
particles 


10 


Examples 


Aqueous 
ferrous salt 
solution 


Equi- 
valent 
ratio * 


Aging 


15 




Kind 


Amount 
used 
(mol) 


whole 
alkali 

/Fe- i+ 
note 1) 


Tempe- 
rature 
(°C) 


Time 
(hr) 


Linear 
velocity 
of 

nitrogen 
passed 
( cm/ s ) 






FeS04 


20 


1 .70 


47 


5 


2.21 


20 


Py^ttth 1 f> ~\ 


FeS04 


20 


1 . 70 


47 


5 


2.21 






FeS04 


20 


1.70 


47 


5 


2.21 






FeS04 


20 


1.70 


47 


5 


2.21 


25 


Example 6 


FeS04 


20 


1.70 


47 


5 


2.21 




Comp . Ex. 1 


FeS04 


20 


1.70 


47 


5 


2.21 




Comp . Ex . 2 


FeS04 


20 


1.70 


47 


5 


2.21 


30 


Comp . Ex . 3 


FeS04 


20 


1.70 


47 


5 


2.21 


Comp . Ex • 4 


FeS04 


20 


1.70 


47 


5 


2.21 




Comp • Ex . 5 


FeS04 


20 


1.70 


47 


5 


2.21 


35 


Comp . Ex . 6 


FeS04 


20 


1.70 


47 


5 


2.21 




Comp . Ex . 7 


FeS04 


20 


1.70 


47 


5 


2.21 




Comp . Ex . 8 


FeS04 


20 


1.70 


47 


5 


2.21 


40 


Comp . Ex. 9 


FeS04 


20 


1.70 


47 


5 


2.21 




Conp. Ex. 10 


FeS04 


- 20 


1.70 


47 


5 


2.21 




Coiqp. Ex. 11 


FeS04 


20 


1.70 


47 


5 


2.21 



Note 1: calculated assuming that the whole alkali was 
composed of (1/2 x alkali hydroxide + alkali carbonate) 



55 
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Table 1 ( continued) 



Examples and 
Comparative 


Production of spindle-shaped goethite 
particles 


Exampxes 


Aluminum compound 




Kind 


Amount 
added 
(mol) 


Timing of addition 


Example 2 


Aluminum 
sulfate 


1.0 


Aqueous ferrous salt 
solution 


Example 3 


Aluminum 
sulfate 


0.6 


Aqueous ferrous salt 
solution 


Example 4 


Aluminum 
sulfate 


0.6 


Aqueous ferrous salt 
solution 


Example 5 


Aluminum 
sulfate 


0.6 


Aqueous ferrous salt 
solution 


Example 6 


Sodium 
aluminate 


2.0 


Aqueous ferrous salt 
solution 


Comp . Ex. 1 


Aluminum 
sulfate 


3.0 


Aqueous ferrous salt 
solution 


Comp . Ex . 2 


Aluminum 
sulfate 


1.8 


Aqueous ferrous salt 
solution 


Comp . Ex . 3 


Aluminum 
sulfate 


2.4 


Aqueous ferrous salt 
solution 


Comp . Ex . 4 


Aluminum 
sulfate 


2.0 


After the passage of 
aging period 


Comp . Ex . 5 


Aluminum 
sulfate 


Z . U 


aging period 


Comp . Ex . 6 


Aluminum 
sulfate 


2.0 


Aqueous ferrous sal t 
solution 


Pnmn Ex 7 


Aluminum 
sulfate 


2.0 


Aqueous ferrous salt 
solution 


Comp . Ex . 8 


Aluminum 
sulfate 


2.0 


Aqueous ferrous salt 
solution 


Comp . Ex . 9 


Aluminum 
sulfate 


1.8 


Aqueous ferrous salt 
solution 


Comp. Ex. 10 


Aluminum 
sulfate 


2.4 


Aqueous ferrous salt 
solution 


Comp. Ex. 11 


Aluminum 
sulfate 


0.2 


Aqueous ferrous salt 
solution 



so 
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Tahle 1 (continued) 



Examples and 
Comparative 


Production of spindle-shaped goethite 
particles 


Examples 


Cobalt compound 




Kind 


Amount 
added 
(mol) 


Timing of addition 


Example 2 


sulfate 


3 . 0 


After the passage of 
aging period 


Example 3 


sulfate 


0 . 6 


After the Dassacre of 

aging period 


Example 4 


Cr^Y^zz 1 t 
UODal U 

sulfate 


1 8 


After the oassacre of 
aging period 


Example 5 


LODalC 

sulfate 




After the Da. ss acre of 
aging period 


Example 6 


Cobalt 
sul fate 


2.0 


After the passage of 
jarr i ncr oeriod 


Comp . Ex . 1 


Cobalt 

. 1 fat- a 

SUliduc 


1.8 


After the passage of 
acrincr oeriod 


Comp . Ex • 2 


Cobalt 

/■til -P ^ 4- ^ 


3.6 


After the passage of 
acrincx oeriod 


Comp . Ex. 3 


Cobalt 

9UJ.LCIUC 


3.6 


After the passage of 
aging period 


Comp. Ex- 4 


Cobalt 


2.0 


Aqueous ferrous salt 
solution 


Comp . Ex . 5 


Cobalt 
sulfate 


2.0 


After the passage of 
aging period 


Comp . Ex . 6 


Cobalt 
sulfate 


2.0 


During aging period, 
i.e., 3 hours after 
initiation of aging 


Comp . Ex . 7 


Cobalt 
sulfate 


2.0 


During oxidation 
reaction 


Comp . Ex . 8 


Cobalt 
sulfate 


2.0 


Aqueous ferrous salt 
solution 


Comp . Ex . 9 


Cobalt 
sulfate 


0.6 


After the passage of 
aging period 


Comp. Ex. 10 


Cobalt 
sulfate 


1.2 


After the passage of 
aging period 


Comp. Ex. 11 


Cobalt 
sulfate 


5.0 


After the passage of 
aging period 
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Table 1 (continued) 



5 





Examples and 
comparai lve 


Production of 


spindle-shaped goethite 
particles 


10 


Examples 


Linear velocity 
air passed 
(cm/s) 


of 


Temper a t ur e 
<°C) 




Example 2 


1.99 


47 


15 


Example 3 


1.99 


47 




.Example 4 


1.54 


47 


20 


Example 5 


1.11 


47 




Example 6 


1.99 


47 




Comp. 


Ex. 1 


1.99 


47 


25 


Comp. 


Ex. 2 


1.99 


47 




Comp. 


Ex. 3 


1.99 


47 




Comp. 


Ex. 4 


1.99 


47 


30 


Comp. 


Ex. 5 


1.99 


47 




Comp. 


Ex. 6 


1.99 


47 




Comp. 


Ex. 7 


1.99 


47 


35 


Comp. 


Ex. 8 


1.99 


47 




Comp. 


Ex. 9 


1.99 


47 




Comp. 


Ex. 10 


1.99 


47 


40 


Comp. 


Ex. 11 


1.11 


47 



45 



50 
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Table 2 



5 


Examples and 


Properties of goethite particles 




Comparative 
Examples 


Kind 


Shape 


10 


Example 


2 


Goethite particles 


Spindle- 


shaped 




Example 


3 


Goethite particles 


Spindle - 


shaped 




Example 


4 


Goethite particles 


Spindle- 


shaped 


15 


Example 


5 


uoecniue paiuicies 


Spindle- 


shaped 


Example 


6 


Goethite Darticles 


Spindle- 


shaped 


20 


Comp . Ex . 


1 


Goethite particles 
containing granular 
particles 


Spindle- 


•shaped 




Comp , Ex . 


2 


Goethite particles 
containing fine 
impurities 


Sp indie- 


-shaped 


25 


Comp . Ex . 


3 


Goethite particles 
containing fine 
impurities 


Spindle- 


■ shaped 




Comp - Ex . 


4 


Goethite particles 


Sj> indie - 


■Snapea 


30 


Comp . Ex . 


5 


Goethite particles 


Spindle- 


-shaped 




Comp - Ex . 


6 


Goethite particles 
containing fine 
impurities 


Spindle- 


-shaped 


35 


Comp . Ex . 


*7 
/ 


Goethite particles 
containing plate- like 
inrDUir \ t ies 


Std indie- 


- shaped 




Comp. Ex, 


8 


Goethite particles 


Spindle- 


-shaped 


40 


Comp. Ex 


. 9 


Goethite particles 
containing granular 
particles 


Spindle - 


-shaped 


45 


Comp . Ex . 


10 


Goethite particles 
containing granular 
particles 


Spindle- 


-shaped 




Contp . Ex . 


11 


Goethite particles 
containing fine 
impurities 


Spindle- 


-shaped 



50 
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Table 2 (continued) 



Examples and 


Properties of goethite particles 


Comparative 

IltJvGLLllk/ ica 


Average 
major axial 
diameter . ± 
(Mm) 


Standard 
deviation: o 


particle size 
distribution: 

OV JL 


Example 2 


0. 120 


0.0235 


0 . 196 


Example 3 


0. 145 


0.0264 


0 . 182 




0 . 132 


0.0260 




r iit ^ j * — » 


□ . llo 




0 . 196 


Example 6 


\J ■ X O X 


0 . 0239 


0.182 


Coinp . Ex . 1 








Comp . Ex. 2 


— 


- 


- 


Comp . Ex . 3 








Comp . Ex . 4 


0.102 


0.0226 


0.222 


Comp . Ex . 5 


0.042 


0.0098 


0.233 


Comp . Ex . 6 








Comp . Ex . 7 








Comp- Ex. 8 


0.212 


0.0563 


0.266 


Comp . Ex . 9 








Comp. Ex, 10 








Comp. Ex. 11 
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Table 2 I continued) 



Examples and 
Comparative 
Examples 


Properties of goethite particles 


Average 
minor axial 

(Urn) 


Aspect 
ratio 


BET specific 
surface area 

im* / g; 


Example 2 


0.0141 


8.5:1 


131. 0 




0.0173 


8.4:1 


85 . 9 


Examole 4 


O . Ulb / 






Example 5 


0 0142 


8.3:1 


129.0 


Example 6 


0.0154 


8.5:1 


92.3 


Comp . Ex . 1 






142.7 


Comp . Ex . 2 


_ 


_ 


152.7 


Comp . Ex . 3 


- 


- 


174.9 


Comp . Ex. 4 


0.0212 


4.8:1 


215.7 


Comp . Ex . 5 


0.0072 


5.8:1 


267.3 


Comp . Ex . 6 






232.7 


Comp . Ex . 7 






172.1 


Comp . Ex . 8 


0.0462 


4.6:1 


65.6 


Comp . Ex . 9 






132.0 


Comp. Ex. 10 






152.3 


Comp. Ex. 11 






264.4 



20 
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Table 2 (co ntinued) 

5 



Examples and 


Properties of goethite particles 


Comparative 
Examples 


Co 
content : 
Co/Fe 
(atm %) 


Al 

content : 


X-ray crystallite size 


Al/Fe 
(atm %) 


(run) 


Duo 
(nm| 


D 020 /D uo 


Example 2 


15.0 


5.0 


17 .1 


10.3 


1. 66 


Example 3 


3.0 


3.0 


18.8 


12.6 


1.49 


Example 4 


9.0 


3.0 


18.2 


11.0 


1. 65 


Example 5 


18.0 


3.0 


19.1 


10.8 


1.77 


Example 6 


10.0 


10.0 


17 .9 


12.1 


1.48 


Comp . Ex . 1 


9.0 


15 . 0 


~ 




— 


Comp . Ex . 2 


18.0 


9 . 0 








Comp . Ex . 3 


18 . 0 


12 . 0 








Comp . Ex . 4 


10.0 


10.0 


8.3 


7.2 


1.15 


Comp . Ex . 5 


10.0 


10.0 


7.2 


6.2 


1. 16 


Comp. Ex. 6 


10.0 


10.0 








Comp . Ex. 7 


10.0 


10.0 








Comp . Ex . 8 


10.0 


10.0 


23.4 


10.9 


2. 15 


Comp . Ex . 9 


3.0 


9.0 








Comp . Ex. 10 


6.0 


12.0 








Comp. Ex. 11 


25.0 


3.0 









45 



RftfrrftPfift Pimples 2 to 6: 

( Production of spindle-shaped magnetic iro n-based alloy particles) 

so [0116] The same procedure as defined in Reference Example 1 was conducted except that kind of particles to be 
treated kind and amount of the coating material used for the anti-si ntering treatment, the heating temperature and the 
reducing temperature upon the heat-reduction step were varied, thereby producing magnetic iron-based alloy partdes^ 
Heat-dehydration conditions and heat-reduction conditions are shown in Table 3. and various properties of the obtained 
magnetic iron-based alloy particles are shown in Table 4. 

55 
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Table 3 



5 









Production conditions of magnetic 




Reference 


Kind of 


iron- 


based alloy particles 


10 


Examples 


starting 


Anti-sintering agent 






goethite 


Rare earth 


Other compound 






particles 


compound 






15 






Kind 


Amount 
added 
R/Fe 
(mol%) 


Kind 


Amount 
added 
M/Fe 
(mol%) 


20 


Reference 


Exanrple 2 


Neodymium 


5.0 


Cobalt 


5.0 




Example 2 




nitrate 




sulfate 




25 


Reference 


Example 3 


Neodymium 


3.0 


Cobalt 


7.0 


Example 3 




nitrate 




sulfate 
Aluminum 
sulfate 


7.0 


30 


Reference 
Example 4 


Com . Ex . 4 


Yttrium 
nitrate 


8.0 


Cobalt 
sulfate 


15.0 




Reference 


Com . Ex . 5 


Yttrium 


8.0 


Cobalt 


15.0 


35 


Example 5 




nitrate 




sulfate 






Reference 


Com . Ex . 8 


Yttrium 


8.0 


Cobalt 


15.0 




Example 6 




nitrate 




sulfate 





40 



45 



50 
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Table 3 f r;oi?tinued) 



5 







Production conditions of magnetic iron-based 








alloy particles 




10 


Examples 


Heat - treatment 


Hea t — reauc c ion 




Heatincr 
1" ^Trnoeratiire 


Atmosphere 


Temperature 
\ c ) 


15 




(°C) 








Reference 


650 


Air 


500 




Example 2 








20 


Reference 
Example 3 


700 


Air 


600 




Reference 


600 


Air 


600 




Example 4 








25 


Reference 
Example 5 


600 


Air 


600 




Reference 


600 


Air 


600 


30 


Example 6 









35 



40 



45 



50 



BNSDOCID: <EP __0940369A2J_> 



23 



EP0940 369A2 

Table 4 



Reference 
Examples 


Properties of magnetic iron-based alloy 
particles 


Shape 


Average 
major 
axial 
diameter : 
1 
(Jim) 


Standard 
deviation: 


particle size 
distribution: 
a/1 


Reference 
Example 2 


Spindle 
-shaped 


0.098 


0.0147 


0.150 


Reference 
Example 3 


Spindle 
-shaped 


0.121 


0.0196 


0. 162 


Reference 
Example 4 


Spindle 
-shaped 


0.075 


0.0167 


0.223 


Reference 
Example 5 


Spindle 
-shaped 


0.038 


0.0123 


0.324 


Reference 
Example 6 


Spindle 
-shaped 


0.198 


0.0463 


0.234 
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Table 4 frnnfinued) 



5 





Re r erence 


Properties of magnetic iron- 
particles 


-based alloy- 


10 
15 


Examples 


Average 

mi hot - 

axial 
diameter 
(Jim) 


Aspect 
ratio 


BET 
specific 
surface 

dX ca 

(m 2 /g) 


X-ray 
crystallite 
size (D ll0 ) 
(nm) 




Reference 


0.0124 


7.9:1 


49.1 


16.2 




Example 2 










20 


Reference 


0.0155 


7.8:1 


40 .6 


15.9 


Example 3 












Reference 


0.0188 


4.0:1 


63 .8 


16.2 




Example 4 










25 


Reference 
Example 5 


0.0087 


4.4:1 


74.5 


13.2 




Reference 


0.0492 


4.0:1 


65.5 


18.4 


30 


Example 6 











35 



40 



45 



SO 



55 
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Table 4 (continued) 



5 





Reference 


Properties 


of 


magnetic iron-based alloy 
particles 


10 


Examples 


Co content : 
Co/Fe 
(atm %) 


AX 


content: " 
Al/Fe 
(atm %) 


Content of rare 
earth element: 
Re/Fe (atm %) 




Reference 


20 




5 


5 


"15 


Example 2 












Reference 


10 




10 


3 




Example 3 










20 


Reference 
Example 4 


25 




10 


8 




Reference 


25 




10 


8 


25 


Example 5 












Reference 


25 




10 


8 




Example 6 











30 



35 



40 



45 



50 
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Table 4 ( front inued) 



5 





Reference 


Properties of magnetic iron-based 
particles 


CL J- luj 


10 


Examples 


Coerc ive 
force He 
(Oe) 


Saturation 
magnetization: 

as 

/ Ami 1 / a) 


Squareness 
: ar/ as 


A as 
(%) 


15 


Reference 
Example 2 


2, 180 


145.6 


0.540 


4.5 




Reference 


1, 921 


140.6 


0.535 


4.6 


20 


Example 3 












Reference 


1, 527 


112.4 


0.486 


12.6 




Example 4 










25 


Reference 
Example 5 


1, 621 


102.1 


0.489 


16.3 




Reference 


1,426 


118.2 


0.483 


13.8 


30 


Example 6 











35 



AO 



45 



50 
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yahita 4 (continued) 



5 


Reference 

wAGU i l^J .k^<a 


Sheet characteristics 


10 


Coercive 
force He 
(Oe) 


Squareness 
(Br/Bm) 


SFD 


ABm 
(%) 




Reference 


2,223 


0.862 


0.344 


3.3 




Example 2 










15 


Reference 
Example 3 


1,970 


0.865 


0.388 


3.9 




Reference 


1,564 


0.766 


0.693 


11.3 


20 


Example 4 










Reference 
Example 5 


1,664 


0.781 


0.683 


14.7 




Reference 


1,487 


0.776 


0.654 


12.3 


25 


Example 6 











30 [01 17] In Fig. 7, there is shown a transmission electron micrograph of a particle structure of the magnetic iron-based 
alloy particles which were obtained in Reference Example 3. 

[01 18] Further, in Fig. 8, there is shown a transmission electron micrograph of a particle structure of the magnetic 
iron-based alloy particles which were obtained in Reference Example 4. 

35 Claims 

1 . Spindle-shaped goethrte particles which uniformly contain: 

(i) from 1 to 20 atm % of cobalt, calculated as Co, based on the total amount of Fe; 
40 00 from 1 to 15 atm % of aluminum, calculated as Al, based on the total amount of Fe; and which have: 

(Hi) an X-ray crystallite size ratio (Do20 :D i 10) of from 1 .0:1 to less than 2.0:1 ; 

(iv) an average major axial diameter of from 0.05 to 0.20 iim; 

(v) an average minor axial diameter of from 0.010 to 0.020 jim; and 

(vi) an average aspect ratio (average major axial diameter:average minor axial diameter) of from 4:1 to 10:1. 

45 

2. Particles according to claim 1 , wherein the total amount of cobalt and aluminum contained in said spindle-shaped 
goethite particles is from 2 to 23 atm % (calculated as a sum of Co and Al) based on the total amount of Fe. and 
the cobalt content is not less than the aluminum content. 

so 3. Particles according to claim 1 or 2, which uniformly contain: 

(i) from 3 to 1 8 atm % of cobalt, calculated as Co, based on the total amount of Fe. 
00 from 3 to 1 5 atm % of aluminum, calculated as Al, based on the total amount of Fe; 
and which have: 

55 (i»0 an X-ray crystallite size ratio (D 0 2o^ 1 10) of from 1 .2:1 to 1 .8:1 ; 

(iv) an average major axial diameter of from 0.05 to 0. 1 8 ixm, 

(v) an average minor axial diameter of from 0.01 0 to 0.01 8 itm; and 

(vi) an average aspect ratio (average major axial diameter/average minor axial diameter) of from 5:1 to 9:1 ; 
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the total amount of cobalt and aluminum contained in said particles being from 6 tc >21 atm£ 

sum of Co and Al, based on the total amount of Fe and the cobalt content being not less than the alummum 

content 

5 4. Particles according to any one of the preceding claims wherein the BET specific surface area is from 80 to 200 
rrf/g. 

5. Particles according to claim 4 wherein the BET specific surface area is from 90 to 190 nrf/g. 

6. A process for producing spindle-shaped goethite particles, comprising: 



70 



75 



20 



25 



30 



(a) reacting a mixed aqueous alkali solution comprising an aqueous alkali carbonate ^'^J^^" 8 
LLfhydroxide soluSi. with an aqueous ferrous salt solution, thereby obtaining a w^er^^on comb- 
ing a ferrous iron-containing precipitate; an a.uminum compound being added ™* * *™ ™S 
% calculated as Al. based on the total amount of Fe in the water suspension, either to the aqueous ferrous salt 
solufon when a normal salt of aluminum is used as the aluminum compound ortothemuced aqueous alkal, 
solution when an aluminate is used as the aluminum compound; 

(b) aging the water suspension for 30 to 300 minutes in a noi-oxiciatrve atmosphere; 

c after the aging step(b). adding a cobalt compound in an amount of from 1 to 20 atm % calculated as Co. 
based on the total amount of Fe in the water suspension, to the aged water suspension ^and 
(d) passing a molecular oxygen-containing gas through the aged water suspension to which the cobalt com- 
pound has been added so as to allow oxidation to occur, thereby obtaining sp.ndU«haped goethite particles. 

7. A process according to claim 6 wherein the aging step <b) is conducted at a temperature of from 40 to 80-C. 

8. A process according to claim 6 or 7 wherein the aging step (b) is conducted by passing an inert gas or a reducing 
gas through a reactor containing the water suspension. 

9 A process according to any one of claims 6 to 8 wherein the oxidation step (d) is conducted by passing a rnolecular 
SSng gas at a linear velocity of from 0.5 to 3.5 cm/sec through the aged water suspension to which 
the cobalt compound has been added. 



35 



10.. A process according to claim 9 wherein the linear velocity is from 1 .0 to 3.0 cmfcec. 



40 



45 
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FIG.1 




(X5 0 0 0 0) 



FIG.2 




(X5 0 0 0 0) 



BNSDOCID: <EP 0940369 A2 J 



30 



EP 0 940 369 A2 



FIG.3 




(X5 0 0 0 0) 



FIG.4 




(XSOOOO) 
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FIG.5 




(X5 0 0 0 0) 



FIG.6 




(X5 0 0 0 0) 
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FIG.7 




(X5 0 0 0 0) 



RN.Qnnr.irv <fp 0940369A2 I > 



33 



7 



(19) 



J 



(12) 



lllllllllllll 

European Patent Office 

Office europ&m des brevets (11) EP 0 940 369 A3 

EUROPEAN PATENT APPLICATION 



(88) Date of publication A3: 

05.04.2000 Bulletin 2000/14 

(43) Date of publication A2: 

0a09.1999 Bulletin 1999/36 

(21) Application number: 99301572.6 

(22) Date of filing: 02.03.1999 



(51) int CI. 7 : C01G 49/02, C01Q 49/06, 
C09C1/24, G11B 5/706 



(84) Designated Contracting States: 

AT BE CH CY DE DK ES Fl FR GB GR IE IT LI LU 
MCNLPTSE 

Designated Extension States: 
AL LT LV MK RO SI 

(30) Priority: 02.03.1998 JP 6773798 

(71) Applicant: TODA KOGYO CORP. 
Hiroshima-shi Hiroshima-ken (JP) 



(72) Inventor: Okinaka, KenJI 

Ube-shl, Yamaguchl-ken (JP) 

(74) Representative: 

Woods, Geoffrey Corlett 
JJL KEMP & CO. 
Gray's Inn 
14 South Square 
London WC1R5LX(GB) 



Spindle-shaped goethlte particles and process for producing the same 



(54) 

(57) Spindle-shaped goethite particles which uni- 
formly contain: 

(i) from 1 to 20 atm % of cobalt, calculated as Co, 
based on the total amount of Fe; 

(ii) from 1 to 15 atm % of aluminum, calculated as 
Al, based on the total amount of Fe; and which 
have: 

(iii) an X-ray crystallite size ratio (Dq2o :D i 10) oi from 
1.0:1 to less than 2.0:1; 

(iv) an average major axial diameter of from 0.05 to 
0.20 pm; 

(v) an average minor axial diameter of from 0.010 to 
0.020 »im; and 

(vi) an average aspect ratio (average major axial 
diameteraverage minor axial diameter) of from 4:1 
to 10:1. 



CO 

< 

CO 

CO 

o 
o 

Q- 

UJ 

Printed by Xerox (UK) Business Services 
2.16.7/16 



RNftDOClD: <EP 



094O369A3J_> 



EP 0 940 369 A3 




EurapMftPoiMt 
Offlo* 



EUROPEAN SEARCH REPORT 



EP 99 30 1572 



DOCUMENTS CONSIDERED TO BE RELEVANT 



dfttgory 



Ct*tonc*docuntrtv**hln^^ 



to ctafcn 



OASHHOmOMOPIME 



D.X 



EP 0 717 397 A (TODA K06Y0 CORP) 
19 June 1996 (1996-06-19) 

* elala 11 • 

* the whole document * 

DE 197 17 560 A (TODA KOGYO CORP) 
30 October 1997 (1997-10-30) 

* claims 17,19 * 



C01G49/02 
C01G49/06 
C09C1/24 
611B5/706 



C01G 
CMC 
SUB 



n» prom* Match report has bean drawn 19 tor aB dakm 



PtBOe) Of MMh 

THE HAGUE 



8 February 2000 



Heywood, C 



CATEGORY OF CITED OOCUMEKT3 

Y : pmtadMtf ratmnlM ^oamtM wtth mtf»r 
doountnt of too 4 

A: 
0:r 
P:l 



T : tftooiy orpaVcfetotJidoifyfeiQ 
E : twf «r pctort teuncnt bU| 



ptfatod oa or 



D : doauMft otttdlnto* 
L * doouiMRtotedfof OfheT 



dsourvjnt 



2 



BNSDOCID: <EP Q940369A3 I > 



EP 0 940 369 A3 



ANNEX TO THE EUROPEAN SEARCH REPORT 
ON EUROPEAN PATENT APPLICATION NO. 



EP 99 30 1572 



08-02-2000 



otodttMsch report 



PtiMitfanily 



EP 0717397 



19-06-1996 



JP 
OP 
US 
US 
US 



8165117 
8165501 
5645652 
5968226 
5989516 



25-06-1996 
25-06-1996 
08-07-1997 
19-10-1999 
23-11-1999 



DE 19717560 A 



30-10-1997 



JP 9295814 A 



18-11-1997 



SI 



i Foriwxwo^taH8«boUtW»«nnex:t^CXncW 



3 



BNSDOCID: < E P 0940369A3J _> 



•I* 



**** 



